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In the following communication w r e present theoretical evidence that in the case of X = F, CF3 the more steric hindered 1 should be more stable than 2, due to the mixing of dipolaric contributions into the ground state, as it has been previously recognized in halogen substituted alkyl radicals 3 .
1,4-dipol 1,2-dipoi
According to the preceeding canonical structures, charge separation in the 1,4-dipolaric structure of the anti-conformation is stronger than in the synconformation: hence the latter should be more stable. Model calculations within the INDO approximation 4 for X = CH3, F and CF3 indeed confirm this point. Relative energies (in kcal per mole) for the cations and radicals are reported in Fig. 1 . For X = CH3 the energy difference for the different conformations 3 to 8 are in quahtative accord with the pioneering conclusions reached by BANK et al. 5 and by HOFFMANN and OLOFSON 6 ' 7 . In the case of X = F, CF3 the INDO calculations suggest for the radicals a strong energy preference of 1 over 2. Since our calculations are not optimized and semiempirical SCF-methods are open to criticism regarding their numerical accuracy 8 , the energy differences between 1 and 2 may be overestimated. However the importance of dipolaric contributions to the ground state of 1 and 2 is supported by jr-bond orders and ^-charge densities, here reported for 7 and 8. The preference of the more steric hindered synconformation 1 over the an ti-conformation 2 for X = F, CF3 may also be considered as important for X = Cl, Br. However it is difficult to assess the importance of dipolaric contributions for the conformation control of these substituents, because the steric hindrance, which favours 2 over 1, increases in the opposite order. Our predictions, which must await experimental verification are related to the anomeric effect, the
